General Remarks
All operations were performed under an inert atmosphere of dry argon using standard Schlenk line or glovebox techniques. [D8]THF was distilled under argon from sodium/benzophenone ketyl prior to use. THF and n-pentane were purified using a MB SPS-800 solvent purification system. Elemental analyses were performed on an elementar vario EL machine. In several instances, the results were not satisfactory, possibly due to incomplete combustion and high air-and moisture sensitivity. [S1] 1 H, 13 C{ 1 H}, 7 Li{ 1 H}, 23 Na{ 1 H} and 29 Si{ 1 H} NMR spectra were recorded on a Bruker Avance II 400 or a Bruker Avance III HD 400 spectrometer at 25 °C in J.
Young type NMR tubes. Chemical shifts for 1 H and 13 C{ 1 H} spectra were referenced internally using the residual solvent resonance and are reported relative to TMS. 7 Li{ 1 H}, 23 Na{ 1 H} and 29 Si{ 1 H} NMR spectra were referenced externally to LiCl in D2O, NaCl in D2O or TMS in [D8]THF, respectively. The resonances in the 1 H and 13 C{ 1 H} NMR spectra were assigned on the basis of two-dimensional NMR experiments (COSY, HSQC, HMBC). All reactions were carried out using glass coated stir bars. 1,4,7,10-tetramethyl-1,4,7,10-tetraazacyclodocecane (Me4TACD), [S2] Ph3SiSiMe3, [S3] [LiCH2SiMe3] [S4] [RbO t Bu] [S5] and [CsO t Bu] [S5] were prepared according to literature procedures. [NaO t Bu] and [KO t Bu] (sublimed grade) were commercially available and sublimed before use.
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Synthetic Procedures
Synthesis of [(Me4TACD)LiSiPh3] (1)
Ph3SiSiMe3 (332 mg, 1.00 mmol) and [LiCH2SiMe3] (94 mg, 1.0 mmol) were dissolved in THF (4 mL) and stirred at 25 °C. After 30 min, Me4TACD (230 mg, 1.00 mmol) was added dropwise.
After 16 h the solution was reduced in vacuo to 2 mL, layered with n-pentane (2 mL) and stored (7), Li1-N2 2.219(6), Li1-N3 2.298(6), Li1-N4 2.231(6), Si1-C13-C18-C17 169.3(3).
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Synthesis of [(Me4TACD)NaSiPh3] (2)
Ph3SiSiMe3 (666 mg, 2.0 mmol) and NaOtBu (192 mg, 2.0 mmol) were dissolved in THF (8 mL) and stirred at 25 °C. After 30 min, Me4TACD (460 mg, 2.0 mmol) was added dropwise.
After 16 h the solution was reduced in vacuo to ca 4 mL, layered with n-pentane (4 mL) and stored at -30 °C. After 16 h, yellow microcrystals formed. The supernatant was decanted off, the solid washed with n-pentane (3 x 5 mL) and dried in vacuo to give [(Me4TACD)NaSiPh3]
(2) (707 mg, 1.4 mmol, 70%) as yellow microcrystals. (5)
. Displacement parameters are shown at a 50% probability level. Hydrogen atoms are omitted for clarity. Selected interatomic distances [Å]: K1-Si1 3.4328(11), K1-O1 2.844(2), K1-N1 2.800(3), K1-N2 2.845(3), K1-N3 2.852(3), K1-N4 2.855(3). S16
Synthesis of [(Me4TACD)RbSiPh3]2 (4).
Ph3SiSiMe3 (332 mg, 1.0 mmol) and [RbOtBu] (160 mg, 1.0 mmol) were dissolved in THF (5 mL) in stirred at 25 °C. After 30 min, Me4TACD (232 mg, 1.0 mmol) was added dropwise. After 4 h the solution was reduced in vacuo to ca 3 mL, layered with n-pentane (4 mL) and stored at -30 °C. After 16 h, orange microcrystals formed. The supernatant was decanted off, the solid washed with n-pentane (3 x 2 mL) and dried in vacuo to give [(Me4TACD)RbSiPh3]2 (2) (378 mg, 0.33 mmol, 66%) as orange microcrystals.
Single crystals of [(Me4TACD)RbSiPh3]2 (4) were grown from a THF/n-pentane solution at 
X-Ray Crystallography
X-ray diffraction data were collected at -173 °C in ω-scan mode on an Eulerian 4-circle diffractometer STOE STADIVARI (1, 2, 3, 4, 8) or on a Bruker D8 goniometer with an APEX CCD area-detector ([THF] -3, 5, 7, 9). The structures were solved by direct methods using SHELXT 2014/4, [S6] except for the crystal structures of 2 and 9 that could be solved by isotypic replacement using the coordinates of 1 and 8, respectively. All refinements were carried out against F 2 with SHELXL-2013 [S7] as implemented in the program system Olex2. [S8] Refinement results are given in Table S1 . -1971862 (8) and -1971863 (9) contain the supplementary crystallographic data for this paper.
S38
These data can be obtained free of charge from the Crystallographic Data Centre via www.ccdc.cam.ac.uk/data_request/cif. 
DFT Calculations
All calculations were carried out at the DFT level of theory using the hybrid functional B3PW91 [S10] with the Gaussian 09 suite of programs. [S11] Geometry optimizations were carried out without any symmetry constraints. The enthalpy was determined at T = 298 K in the gas phase and the density was analyzed using the NBO method. [S12] Na, K and Si were represented by a 6-311+G* basis set [S13] and all other atoms (N,C,H) by a 6-31G** one. [S14] [ (Me4TACD) 
